the neighboring phenol units. The second deprotonation is more difficult because the proton has to be abstracted from a negatively charged species and because in the resulting dianion every oxyanion can be stabilized by only one hydrogen bond. This shows in the gap between the pK, values for the first and second
pK, Measurements of calix [4] arenes have revealed that one proton is very acidic (a so-called super-acidic proton) and that a considerable gap exists between the pK, values for the fist and the second deprotonation step, which varies from 1.5 to 8.0 for different calix [4] arenes. l2 Therefore it is expected that the first deprotonation and alkylation step can be accomplished selectively if a weak base is used. Indeed, when calix [4] arene la or lb is treated with 0.6 equiv of K,COs and excess of alkylating agent in refluxing acetonitrile (MeCN) (Method A), the monoalkylated calix [4] arenes are obtained in reasonable to good yields (Scheme 1, (1 mmol), and the alkylating agent (10 mmol). The reaction mixture was stirred at 40 OC for 16-48 h. The progress of the reaction was followed by TLC and after completion the reaction was quenched with 2 N HCI (40 mL). The reaction mixture was extracted with CH,Cl, (2 x 20 mL). The combined organic layers were washed with water (2 x 25 mL) and dried with MgS04. After evaporation of the solvent the remaining crude product was taken up in CH$XJMeOH (1 : 1).
This solution was filtered (to remove unreacted calix[4larene), after which it was left standing so that the product could crystallize.
As alkylating agents the bromides were used, except for R, = Et, Me for which the iodides were used. Reaction times and yields for all reactions are given in Table 1 . 
28-(2-Propenyloxy)calix[4]arene (4a

